Supplementary Methods
General information: All glassware was oven dried at 110 o C for hours and cooled down under vacuum. N-Acetyl indoles were prepared according to reported procedures. 1, 2 Unless otherwise noted, materials were obtained from commercial suppliers and used without further purification.
The instrument for electrolysis was dual display potentiostat (DJS-292B) (made in China). Cyclic voltammograms were obtained on a CHI 605E potentiostat. The anodic electrode was graphite rod (ϕ 6 mm) and cathodic electrode was platinum plate (15 mm×15 mm×0. 
Reaction conditions for Substrate Scope:
In an oven-dried undivided three-necked bottle (25 mL) equipped with a stir bar, phenol (0.20 mmol), N-acetyl indoles (0.30 mmol), nBu4NBF4 (65.8 mg, 0.20 mmol) and HFIP/CH2Cl2 (6 mL/4 mL) were combined and added. The bottle was equipped graphite rod (ϕ 6 mm, about 10 mm immersion depth in solution) as the anode and platinum plate (15 mm×15 mm×0.3 mm) as the cathode and then charged with nitrogen. The reaction mixture was stirred and electrolyzed at constant current of 10 mA (janode ≈ 16.7 mA/cm 2 ) under room temperature for 1.8 h (3.4 F). When the reaction finished, the reaction mixture was washed with water and extracted with CH2Cl2 (10 mL x 3). The organic layers were combined, dried over Na2SO4, and under air atmosphere at room temperature for 10 h (3.7 F). When the reaction finished, the reaction mixture was washed with water and extracted with CH2Cl2 (100 mL x 3). The organic layers were combined, dried over Na2SO4, and concentrated. The pure product was obtained by flash column chromatography on silica gel (hexane: ethyl acetate = 10:1). Yellow oil was obtained in 87% isolated yield (1.3 g).
General procedure for cyclic voltammetry (CV):
Cyclic voltammetry was performed in a threeelectrode cell connected to a schlenk line under nitrogen at room temperature. The working electrode was a steady glassy carbon disk electrode, the counter electrode a platinum wire. The reference was an Ag/AgCl electrode submerged in saturated aqueous KCl solution, and separated from reaction by a salt bridge. 6 mL of HFIP and 4 mL of CH2Cl2 containing 0. 2 M nBu4NBF4
were poured into the electrochemical cell in all cyclic voltammetry experiments. The scan rate was 0.1 V/s, ranging from 0 V to 2.0 V. 
Analytical Data of Compounds

1-(8-Methoxy-4b-methyl-3-(trifluoromethyl)-4bH-benzofuro[3,2-b]indol-10(9bH)-
1-(6-(tert-Butyl)-8-methoxy-4b-methyl-4bH-benzofuro[3,2-b]indol-10(9bH)-yl)ethanone (3k):
yellow oil was obtained in 85% isolated yield. Since the acetyl group could form intramolecular hydrogen bonds with the hydrogens adjacent to nitrogen atom, the spectra demonstrate a mixture of rotamers (69:31 
1-(6-Chloro-8-methoxy-4b-methyl-4bH-benzofuro[3,2-b]indol-10(9bH)-yl)ethanone (3l):
yellow oil was obtained in 92% isolated yield. Since the acetyl group could form intramolecular hydrogen bonds with the hydrogens adjacent to nitrogen atom, the spectra demonstrate a mixture of rotamers (81:19). -2-methoxy-6,10b-dihydro-5aH-benzofuro[2,3-b] indol-5a-yl)butanenitrile (4c):
4-(6-Acetyl
colorless oil was obtained in 79% isolated yield. 
